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Materials and Methods: Synthesis
All chemicals were obtained from commercial suppliers and used without further purification. All DHP-Resin NH-L-Thr-OAllyl (6; Scheme 1): Fmoc protected resin 5 (100 mg, loading 0.62 mmol/g) was treated with a solution of 30% piperidine in DMF (2 mL) and shaken at rt for 15 min.
The Fmoc deprotected resin 6 was drained and washed with DMF (× 3), MeOH (× 3) and DCM (× 3). The deprotection step was repeated.
General method for Peptide Coupling (Compound 5 in Scheme 1 as example):
A solution of the corresponding amino acid (see Table S3 for amounts; 0.14 mmol, 2 eq.), DMF (0.29 mL), HCTU (0.5 M in DMF, 0.29 mL, 0.14 mmol, 2 eq.) and DIPEA (50 L, 0.14 mmol, 4 eq.) was reacted for General method for Fatty Acid Coupling: A solution of the corresponding fatty acid (see Table S3 for amounts; 0.14 mmol, 2 equiv), DMF (0.29 mL), HCTU (0.5 M in DMF, 0.29 mL, 0.14 mmol, 2 eq.) and DIPEA (50 L, 0.14 mmol, 4 equiv) was reacted for 1 min and then added to the deprotected resin 9 (100 mg; TL: 0.62 mmol/g). 
General method for ivDde removal (Scheme 2 as example):
A solution of 2% hydrazine hydrate in DMF (2 mL) was added to the reaction vessel containing the corresponding resin for peptides 18d, 19d, 22d, 23d, 31d and 32d (100 mg each). The reaction vessel was shaken for 1 h at rt, the solvent was drained and fresh 2% hydrazine hydrate in DMF (2 mL) was added and the vessel shaken for an extra hour at rt. The solvent was drained, washed with DMF (× 3), MeOH (× 3), and DCM (× 3) and dried under vacuum. An analytical sample was cleaved using TFA/Et 3 SiH/H 2 O (95:1:4) followed by LCMS analysis to confirm complete deprotection.
General method for L-Arg and L-Glu coupling (Scheme 2 as example):
A solution of the corresponding amino acid (Boc-Arg(Pbf)-OH, Boc-Glu(OtBu)-OH; 0.14 mmol, 2 eq.), DMF (0.29 mL), HCTU (0.5 M in DMF, 0.29 mL, 0.14 mmol, 2 equiv) and DIPEA (50 L, 0.14 mmol, 4 equiv) was reacted for 1 min and then added to the deprotected resin (100 mg; TL: 0.62 mmol/g).
The resin was shaken for 30 min and then washed with DMF (× 3), MeOH (× 3) and DCM (× 3).
The coupling step was repeated. An analytical sample was cleaved with TFA/Et 3 SiH/H 2 O (95:1:4) and the coupling was monitored by LCMS analysis to confirm product.
Compound 10 6H), 4.15 (d, J = 4.7 Hz, 1H), 3.28 (ddd, J = 7.6, 7.6, 13.9 Hz, 1H), 13H), 2.82 (ddd, J = 4.9, 10.1, 12.7 Hz, 1H), 2.73 (ddd, J = 6.1, 9.8, 12.7 Hz, 1H), 12H), 1.45 (ddd, J = 4.0, 9.7, 14.0 Hz, 1H) 
